Communications to the Editor
properties ofthiazostatin are described in the present communication.
The antioxidant activity was measured by inhibitory effect against erythrocyte hemolysis caused by a radical producing agent, 2,2/-azobis- OCT. 1989 (amidinopropane)dihydrochloride (AAPH)2).
The fermentation mediumconsisted of sucrose 20g, molasses lOg, casein 5g, Polypeptone 1 g, and CaCO3 4g in 1 liter water and the pH was adjusted to 7.2. The fermentation was carried out in a 50-liter fermenter containing 30 liters of the medium at 27°C for 4 days.
After removal of the mycelium, the supernatant was applied to a column of Diaion HP-20. The column was washed with 50% MeOH and active materials were eluted with MeOH. The eluate was concentrated in vacuo and extracted with EtOAcat pH 2. The extract was evaporated to dryness and subjected to silica gel column chromatography using (Table   2 ). Since one of these sp2 carbons is due to a carboxylic acid (vide supra), and since thiazostatin A possessing one phenolic hydroxy group contains only three oxygens, the remaining sp2 carbon must be combined to nitrogen (and sulfur). long range coupling of 6-H (aromatic proton) to C-2' (172.7ppm) (Fig. 1 ). Since this carbon could not be the carboxylic acid, the remaining sp2 carbon at 176.5 ppmwas assigned to the carboxylic acid by elimination. In addition, hydroperoxide oxidation of thiazostatin A gave salicylamide, suggesting that C-2' must be combined to two heteroatoms (which must be nitrogen or sulfur) at least with one being nitrogen. The HMBCexperiment also proved the long range couplings of 4'-H (CH) and 5'-H (CH2) to C-2' as shown in Fig. 1 . Since the C-5' signal was observed at a higher field (33.6ppm), and since 5'-H must be located within three bonds from C-2', it was reasonably assumed that C-5' was linked to C-2' through a sulfur atom. The chemical shift of C-4' (80.8 ppm) required it to be combined to nitrogen resulting in the formation of a thiazoline ring containing C-2', C-4' and C-5'. This ring structure was supported by comparison with model compounds4). The HMBCexperiment also proved the long range couplings of 8"-H (CH3), 5"-H (CH2) to C-6" (carboxylie acid) and to C-2" or C-4". The almost identical chemical shifts of the last two carbons precluded to identify the carbon coupled to 8"-H and 5"-H. However, since 8"-H and 5"-H were not coupled to each other, C-5", C-8" and C-6" must be connected via the only remaining quatenary carbon C-4".
Long range selective proton decoupling (LSPD) experiments on thiazostatin A1" proved long range couplings of 7"-H (NCH3) to C-2" and C-4". Since the chemical shifts of C-2" and C-4" are 74.3 and 74.8ppm, respectively, it is reasonable to assume that nitrogen is located between C-2" and C-4".
Furthermore, the LSPD experiments proved long range coupling of 5"-H to C-2". Since sulfur is the only remaining heteroatom, it must be present between C-2" and C-5". Thus the planar structure of thiazostatin A has been determined as shown in Fig. 2 . Thiazostatin is a 4"-demethyl derivative of pyochelin5'6), which was isolated as an iron chelator7) from Pseudomonasaeruginosa.
The molecular formula of thiazostatin B was determined to be the same as that of thiazostatin A by FAB-MS and elemental analysis (Table  1) .
Thiazostatins A and B were interchangeable to each other in MeOHat 50°C (ca. 1 : 1 mixture within 30 minutes). Nuclear Overhauser effect (NOE) observed between 8"-CH3 and 2"-H with thiazostatin B, but not with thiazostatin A suggested that they were stereoisomers at C-2" or C-4" to each other. Although no confirmatory evidence is in our hand, it is presently assumed that thiazostatin B is the stereoisomer of thiazostatin A at C-2" based on the mechanismexplaining the interconversion between them (Fig. 3 ). This mechanism may be supported by an experimental result that the interconversion did not take place with methyl esters ofthiazostatins. 
